The electrochemical oxygen evolution reaction (OER) and oxygen reduction reaction (ORR) and on CNT (carbon nanotube) cathode with a palladium catalyst, palladium-coated CNT (PC-CNT), and palladium-filled CNT (PF-CNT) are assessed in an ether-based electrolyte solution in order to fabricate a lithium-oxygen battery with high specific energy. The electrochemical properties of the CNT cathodes were studied using electrochemical impedance spectroscopy (EIS). Palladium-filled cathodes displayed better performance as compared to the palladium-coated ones due to the shielding of the catalysts. The mechanism of the improvement was associated to the reduction of the rate of resistances growth in the batteries, especially the ionic resistances in the electrolyte and electrodes. The scanning electron microscopy (SEM) and spectroscopy were used to analyze the products of the reaction that were adsorbed on the electrode surface of the battery, which was fabricated using palladium-coated and palladium-filled CNTs as cathodes and an ether-based electrolyte.
Introduction
Rechargeable batteries convert chemical energy to electrical energy by the reversible electrochemical reactions of reduction and oxidation. Various types of secondary battery systems that have been studied, developed, and used in the past, include nickel-metal hydride, lead-acid, lithium-ion batteries, and redox-flow batteries [1] [2] [3] [4] . Owning to their high specific energy, lithium-ion batteries have found applications in various fields. Due to the growing demand for advanced energy storage solutions for the smart grids, automotive industries, and other consumer applications, the research for ultra-high theoretical specific energy has led to studies beyond lithium-ion batteries, where metal-air batteries have been at the forefront of this research [5] [6] [7] . Metal-air batteries are unique because the cathode material, i.e., oxygen gas, can be obtained from the atmosphere, instead of storing it in the battery. Lithium-air batteries have a high theoretical specific energy density of 3500 Wh.kg −1 (considering the cathode), which is many folds higher than current lithium-ion batteries [8, 9] .
Abraham et al. first reported on a non-aqueous lithium-oxygen battery in 1996, which consisted of a lithium anode, a polymer electrolyte, and a porous carbon-air cathode [9] . Since then, several studies have been conducted to study the rechargeability of Li-O 2 batteries. During the discharging of a Li-O 2 battery, Li + migrates through the electrolyte to the cathode, where the incoming electrons from product, Li2O2. During charging, a reverse reaction, as well as an oxygen evolution reaction (OER) supplied the carbon cloth gas diffusion layer (CCGDL) with a thickness of ∼300 µm. Lithium chips Many carbonaceous materials have been used as cathodes for Li-O 2 batteries [10] . Some of the cathode materials used have been carbon nanoparticles [11, 12] , carbon nanofibers [13, 14] , carbon nanotubes [10, 12, 13, [15] [16] [17] , graphene platelets [18, 19] , and other forms of carbons [20, 21] . Carbon nanotubes (CNTs) are known to have high electrical conductivity, a high specific area, more numbers of accessible active sites for reactions, and better chemical stability. All these properties make them a suitable choice for use as Li-O 2 battery cathodes [10, 17, [22] [23] [24] .
Several metal and metal-oxide catalysts have been used in and as cathodes of Li-O 2 batteries in order to improve the catalytic properties of the OER and ORR [25] [26] [27] [28] [29] . Some of the elements used have been platinum [30] , palladium [31] , ruthenium [26, 27, [32] [33] [34] [35] , gold [30, 36] , and various metal oxides [37] [38] [39] . The presence of a catalyst destabilizes the oxidizing species, which results in decreased charging overpotential in Li-O 2 batteries [40] [41] [42] . It also improves the cyclability [24] [25] [26] [27] 40] , and thus the overall battery performance. Gittleson et al. [43, 44] have shown that palladium and platinum catalysts promote Li 2 O 2 oxidation at lower potentials. However, they also reported the occurrence of electrolyte decomposition that resulted in the formation of lithium carbonates, which deactivated the catalysts. The porous carbon cathode was passivated by a protective Al 2 O 3 layer, applied using atomic layer deposition by Khalil et al. [21] prior to coating Pd catalysts. Their approach led to the formation of a nanocrystalline Li 2 O 2 during discharge that helped improve the electronic transport properties, thus reducing the charge over-potential to about 0.2 V [21] . According to Li et al., Ru nanocrystals, when used as catalysts, decomposed Li 2 CO 3 at 3.5 V, thus reducing the accumulation of Li 2 CO 3 in in the cathode during cycling.
In order to overcome the agglomeration of catalysts and deactivation of Li-O 2 batteries, dispersing catalysts were dispersed in polymeric membranes over the oxygen electrode, and an atomic layer deposition was used to chemically bind the catalysts to the surface of carbon nanotubes, where the CNTs were then filled with catalysts [10, 35, [45] [46] [47] [48] . In our previous work, we filled the CNT annulus with palladium nanocatalysts and reported increased stability of the electrolyte during the charge and discharge process [10] . In addition, the full discharge of the battery to 2 V resulted in a six-fold increase in the first discharge capacity compared to the pristine CNT cathodes, and over 35% for their PC-cathodes.
In this paper, we investigate and report the electrochemical impedance performance of PC-and PF-CNT cathodes during charge/discharge cycling to unveil the failure mechanism of the batteries. We also investigate the chemical nature and morphology of deposits on the electrodes using FTIR (Fourier Transform Infrared Spectroscopy) and scanning electron microscopy (SEM) to corroborate the results from the electrochemical impedance spectroscopy (EIS) study.
Experimental
Materials: Bis (trifluoromethane) sulfonamide with a purity of >99.8% (LiTFSI), tetraethylene glycol dimethyl ether of >99.00% purity (TEGDME), N-Methyl pyrrolidine of >97% purity, and multi-walled carbon nanotubes (MWCNTs) with a diameter of 5-20 nm, length of 5 µm, and purity >96% of carbon basis were purchased from Sigma Aldrich. Palladium (II) chloride was purchased from ACROS organics. PVDF (Polyvinylidene fluoride) was procured from Alfa Aesar. Fuel Cell Earth supplied the carbon cloth gas diffusion layer (CCGDL) with a thickness of ∼300 µm. Lithium chips with a purity >99.90% and a Celgard polypropylene separator with a thickness of ∼25 µm were bought from MTI Corp. Scheme 1 depicts the assembly of the batteries.
with a purity >99.90% and a Celgard polypropylene separator with a thickness of ∼25 µm were bought from MTI Corp. Scheme 1 depicts the assembly of the batteries. Preparation of the Electrode: We have followed the procedure for PF-CNTs preparation as described in our previous paper [10, 49] . Briefly, nitric acid treatment was performed on the MWCNTs to decap the ends. 100 mg of decapped multi-walled carbon nanotubes (MWCNTs) was blended with 1 mM aqueous solution of PdCl2 until a slurry was formed. A similar procedure was followed on the untreated capped MWCNTs to obtain PC-CNTs. Both slurries were preserved at 25 °C for 10 h and then calcinated in air at 350 °C for ~2 h. Calcination was followed by hydrogenation that resulted in a yield of ∼5 wt.% palladium nanoparticles. Preparation of cathode was as mentioned in the preceding paper [10] . Slurry of PVDF/PF and PC-CNT (10/90 wt.% in N-Methyl-2-pyrrolidone or NMP) was used to coat the cathodes on carbon cloth with a 0.5" diameter. The cathodes were dried for 12 hours at 120 °C and then stocked in an argon-filled glovebox. The loading of MWCNT was 0.39 ± 0.01 mg.cm −2 . All the capacities reported in this manuscript are per total mass of active cathode including the catalyst and CNTs.
Electrolyte Preparation and Battery Test Assembly: 1 M LiTFSI in TEGDME solution was used to prepare the electrolyte. Modified Swagelok-type cells were used for our battery assemblies. It consisted of a stainless-steel tube on the cathode side and a stainless-steel rod on the anode side. Celgard 2400 separator which was soaked with the electrolyte was arranged on the lithium metal disc anode. Then, the MWCNT-CCGDL was placed on it, followed by a stainless-steel mesh current collector. The batteries were then placed inside an Ar-filled glove box (<1 ppm O2 and <0.1 ppm H2O) for resting overnight before the electrochemical tests.
Electrochemical Characterizations: Before testing the batteries, they were rested under oxygen for 5 h. Galvanostatic discharge/charge tests were performed on the Gamry 600 TM Reference electrochemical workstation. Charge/discharge tests were performed within 2.0-4.5 V voltage range at a 250 mA·g −1 current density. The electrochemical characteristics of the cell were investigated by Electrochemical Impedance Spectroscopy (EIS) performed using a Gamry 600 TM electrochemical workstation. Impedance data was collected in the frequency range of 10 6 -0.01 Hz. The environment was temperature-controlled at 25 °C for all charge/discharge and electrochemical tests. After cycling, the oxygen cathodes were recovered, rinsed with dimethyl carbonate (DMC), and dried under vacuum inside the Ar-filled glove box.
Infrared Characterizations: The cathodes were investigated by FTIR (Fourier transform infrared) spectroscopy using JASCO FT-IR 4100 (company, city, country) for product characterization in the 500-4000 cm −1 , mid-IR frequency region. A resolution of 4 cm −1 was used for each spectrum. For pretreatment for FTIR, the samples were rinsed three times with DMC (dimethyl carbonate) to remove the electrolyte salt from the cathode surface, and dried in vacuum to volatize the DMC. Preparation of the Electrode: We have followed the procedure for PF-CNTs preparation as described in our previous paper [10, 49] . Briefly, nitric acid treatment was performed on the MWCNTs to decap the ends. 100 mg of decapped multi-walled carbon nanotubes (MWCNTs) was blended with 1 mM aqueous solution of PdCl 2 until a slurry was formed. A similar procedure was followed on the untreated capped MWCNTs to obtain PC-CNTs. Both slurries were preserved at 25 • C for 10 h and then calcinated in air at 350 • C for~2 h. Calcination was followed by hydrogenation that resulted in a yield of ∼5 wt.% palladium nanoparticles. Preparation of cathode was as mentioned in the preceding paper [10] . Slurry of PVDF/PF and PC-CNT (10/90 wt.% in N-Methyl-2-pyrrolidone or NMP) was used to coat the cathodes on carbon cloth with a 0.5" diameter. The cathodes were dried for 12 hours at 120 • C and then stocked in an argon-filled glovebox. The loading of MWCNT was 0.39 ± 0.01 mg.cm −2 . All the capacities reported in this manuscript are per total mass of active cathode including the catalyst and CNTs.
Electrolyte Preparation and Battery Test Assembly: 1 M LiTFSI in TEGDME solution was used to prepare the electrolyte. Modified Swagelok-type cells were used for our battery assemblies. It consisted of a stainless-steel tube on the cathode side and a stainless-steel rod on the anode side. Celgard 2400 separator which was soaked with the electrolyte was arranged on the lithium metal disc anode. Then, the MWCNT-CCGDL was placed on it, followed by a stainless-steel mesh current collector. The batteries were then placed inside an Ar-filled glove box (<1 ppm O 2 and <0.1 ppm H 2 O) for resting overnight before the electrochemical tests.
Electrochemical Characterizations: Before testing the batteries, they were rested under oxygen for 5 h. Galvanostatic discharge/charge tests were performed on the Gamry 600 TM Reference electrochemical workstation. Charge/discharge tests were performed within 2.0-4.5 V voltage range at a 250 mA·g −1 current density. The electrochemical characteristics of the cell were investigated by Electrochemical Impedance Spectroscopy (EIS) performed using a Gamry 600 TM electrochemical workstation. Impedance data was collected in the frequency range of 10 6 -0.01 Hz. The environment was temperature-controlled at 25 • C for all charge/discharge and electrochemical tests. After cycling, the oxygen cathodes were recovered, rinsed with dimethyl carbonate (DMC), and dried under vacuum inside the Ar-filled glove box.
Infrared Characterizations: The cathodes were investigated by FTIR (Fourier transform infrared) spectroscopy using JASCO FT-IR 4100 (company, city, country) for product characterization in the 500-4000 cm −1 , mid-IR frequency region. A resolution of 4 cm −1 was used for each spectrum. For pretreatment for FTIR, the samples were rinsed three times with DMC (dimethyl carbonate) to remove the electrolyte salt from the cathode surface, and dried in vacuum to volatize the DMC.
Results and Discussion
Li-O 2 batteries with cathodes comprising PC and PF-CNTs showed full discharge capacities of~8200 mAh.g −1 and~11,200 mAh.g −1 , respectively [10] . The batteries were discharged to 2 V under oxygen. Galvanostatic cycling was employed to characterize the electrochemical properties on the cathodes during the OER and ORR processes. Cycle performance of the Li-O 2 batteries with PC-and PF-CNTs as cathodes were investigated at fixed capacities of 250 mAh.g −1 , 500 mAh.g −1 , and 1000 mAh.g −1 at a 250 mA.g −1 current density between 2.0-4.5 V (Figure 1) . At 250 mAh.g −1 , 41 and 81 cycles were obtained using PC-and PF-CNTs, respectively. At 500 mAh.g −1 , 44 and 58 cycles were obtained using PC-and PF-CNTs, respectively. 16 and 25 cycles were obtained at 1000 mAh.g −1 . Figure 2 shows the terminal discharge voltages of the batteries. 
Li-O2 batteries with cathodes comprising PC and PF-CNTs showed full discharge capacities of ~8200 mAh.g −1 and ~11,200 mAh.g −1 , respectively [10] . The batteries were discharged to 2 V under oxygen. Galvanostatic cycling was employed to characterize the electrochemical properties on the cathodes during the OER and ORR processes. Cycle performance of the Li-O2 batteries with PC-and PF-CNTs as cathodes were investigated at fixed capacities of 250 mAh.g −1 , 500 mAh.g −1 , and 1000 mAh.g −1 at a 250 mA.g −1 current density between 2.0-4.5 V (Figure 1) . At 250 mAh.g −1 , 41 and 81 cycles were obtained using PC-and PF-CNTs, respectively. At 500 mAh.g −1 , 44 and 58 cycles were obtained using PC-and PF-CNTs, respectively. 16 and 25 cycles were obtained at 1000 mAh.g −1 . Figure 2 shows the terminal discharge voltages of the batteries. EIS measurements were performed after discharge/charge cycles to investigate the cathode/electrolyte behavior during discharging and charging processes. The Nyquist plot after discharge shows a high-frequency intercept, Rb, which correlates to the resistance of cell, including contributions from the electrolyte, electrodes, and contact resistances [16, [50] [51] [52] [53] [54] [55] [56] , as shown in Figure  3g . Rb is the high-frequency intercept and is obtained from the real EIS spectra. The EIS spectrum is followed by the semicircle that is associated with charge-transfer resistance at the cathode/O2/ electrolyte interface [50] [51] [52] , represented by Rint (interfacial resistance). Rint is obtained from the diameter of the semicircle of EIS. This is generally attributed to the Li2O2 which forms on the surface EIS measurements were performed after discharge/charge cycles to investigate the cathode/electrolyte behavior during discharging and charging processes. The Nyquist plot after discharge shows a high-frequency intercept, R b , which correlates to the resistance of cell, including contributions from the electrolyte, electrodes, and contact resistances [16, [50] [51] [52] [53] [54] [55] [56] , as shown in Figure 3g . R b is the high-frequency intercept and is obtained from the real EIS spectra. The EIS spectrum is followed by the semicircle that is associated with charge-transfer resistance at the [50] [51] [52] , represented by R int (interfacial resistance). R int is obtained from the diameter of the semicircle of EIS. This is generally attributed to the Li 2 O 2 which forms on the surface of the cathode after discharge, which hinders charge transfer and O 2 diffusion through the pores of the cathode [51] . Following R int there is a linear rise which is known as the Warburg-like linear region, which has also been reported in other metal-O 2 battery EIS spectra at non-Faradaic conditions. In order to determine the impedance behavior of the porous electrodes in lithium-ion and metal−O 2 batteries, the TLM or transmission line model was used. It is assumed that the Warburg-like linear region corresponds to the resistance of lithium-ion migration at the cathode, and is represented as R ion . We used a TLM model and estimated the R ion by the projection of the Warburg-like line on the impedance abscissa (R ion /3), as shown in Figure 3b [16, 54] .
In Figure 3 , the Nyquist plot exhibits a semicircle with a smaller diameter for PF-CNT, and a semicircle with a bigger diameter for the PC-CNTs after the first discharge to 250 mAh.g −1 .
The semicircle diameter corresponds to the charge-transfer resistance [51] . Higher charge-transfer resistance leads to slower charge-transfer kinetics [51] . From Figure 4 , it is evident that the PC-cathode has slower charge-transfer kinetics as compared to PF-CNTs, due to higher resistance. As the number of cycles increase, we can see a shift of the high-frequency intercept, R b , toward the right. From Figure 3a ,b and Figure 4a ,b, the shift is clearly visible for both cathodes. Figure 4 shows the change in the resistances after discharging the batteries to 250 mAh.g −1 (a,b), 500 mAh.g −1 (c,d), and 1000 mAh.g −1 (e,f). After the last discharging cycle up to 250 mAh.g −1 , which is 41 cycles for PC-CNT and 81 cycles of PF-CNT, respectively, Rb has shifted from 80 Ω to 2910 Ω for PC-CNT, whereas the shift of R b for PF-CNT is from 80 Ω to 300 Ω (Figure 4a,b) . This shift in R b is attributed to electrolyte decomposition and formation of lithium carbonates over time. In Figure 4c , for PF-CNT discharged up to 500 mAh.g −1 , the R b increases from 70 Ω for the first cycle, to 300 Ω for the last cycle. For PC-CNT (Figure 4d) , the R b increases from 90 Ω to 1700 Ω. In Figure 4e , for PF-CNT discharged up to 1000 mAh.g −1 , the R b increases from 70 Ω for the first cycle to 250 Ω for the 25th cycle. However, in the case of PC-CNT (Figure 4f ), the R b increases from 80 Ω to 1200 Ω. The gradual increase in the value of R b is credited to the slow accumulation of the reaction products, Li 2 O 2 and Li 2 O, within the pores of the carbon electrode, whereas the steep increase is an indication of a complete blockage of the carbon electrode that prevents further reduction of O 2 [56] . This shift in R b is attributed to electrolyte decomposition and formation of lithium carbonate (Li 2 CO 3 ) over time [51] . As seen in Figure 4 , R int decreases minimally for the first 30 cycles of PF-CNTs and then increases. For PC-CNTs, R int decreases for the first 10 cycles after the first discharge and then keeps increasing. R ion was the major resistance in both cathodes, and it keeps increasing with the number of cycles, as seen in the figure. Anode/electrolyte interface initially governs the interfacial resistance of Li-O 2 batteries [24, 57] . The initial decrease in the value of R int is mainly attributed to the dissolution of the passivation film on the anode/electrolyte film's interface [16] . Accumulation of irreversible discharge/charge by-products on the anode/electrolyte [16] and cathode/electrolyte interfaces [16, 57] results in an increased R int value during later cycles. Yi et al. [58, 59] showed that an increased interfacial resistance on the cathode/electrolyte interface in Li-O 2 batteries could be the result of lithium carbonate by-product formation during cycling. According to Shui et al. [60] , deactivation of the cathode leads to Li-O 2 battery death. Increase in R ion during cycling is an indication that the cathode pores have been clogged, meaning that Li + ion transport is hindered [16] . Batteries For the cycles of 1000 mAh.g −1 as the fixed capacity, similar Nyquist plots were observed ( Figure  4c,d) . In this case too, the PF-CNT was cycled for 25 cycles, as compared to 16 cycles with PC-CNTs. After the last discharging cycle of up to 1000 mAh.g −1 , Rb shifted from 80 to 1350 for PC-CNT, whereas the shift for PF-CNT was from 80 to 400. This indicates more electrolyte decomposition in the case of PC-CNTs. Rion had the highest resistance for both cases. Hence, in this case too, the battery failure was primarily due to pore-clogging.
As shown by the EIS, the formation of Li2O2 hinders the charge transfer between the interfaces and the decomposition of electrolyte [16] . Both reasons lead to the failure of Li-O2 batteries. To Change of resistances after the discharging (a,c,e) Palladium-filled CNT, and (b,d,f) palladium-coated CNT cycles of 250 mAh.g −1 , 500 mAh.g −1 , and 1000 mAh.g −1 capacities, respectively.
For the cycles of 1000 mAh.g −1 as the fixed capacity, similar Nyquist plots were observed (Figure 4c,d ). In this case too, the PF-CNT was cycled for 25 cycles, as compared to 16 cycles with PC-CNTs. After the last discharging cycle of up to 1000 mAh.g −1 , R b shifted from 80 to 1350 for PC-CNT, whereas the shift for PF-CNT was from 80 to 400. This indicates more electrolyte decomposition in the case of PC-CNTs. R ion had the highest resistance for both cases. Hence, in this case too, the battery failure was primarily due to pore-clogging.
As shown by the EIS, the formation of Li 2 O 2 hinders the charge transfer between the interfaces and the decomposition of electrolyte [16] . Both reasons lead to the failure of Li-O 2 batteries. To investigate the composition of the deposits that clog the pores of the cathodes, we performed FTIR on PC and PF-CNT cathodes after cycling for 15 and 45 cycles at fixed capacities of 1000 mAh.g −1 and 250 mAh.g −1 . The peak at around 590 cm −1 is attributed to Li 2 O 2 , and Li 2 CO 3 produces a peak at 862 cm −1 [61] . From Figure 5 , it can be observed that the peaks of Li 2 CO 3 are higher in the case of PC, rather than PF-CNTs. Better cycling was observed in PF-CNTs due to less undesirable products. The improvement in the cycling stability of PF-CNTs over the PC-CNTs was a result of the decrease in undesirable charge/discharge product formation, e.g., Li 2 CO 3 , caused by the encapsulation approach [10] . Figure 6 shows a comparison between PC-and PF-CNTs at capacities of 500, 1000, 1500, 5000, and 8000 mAh.g −1 . As observed from the figure, at 500 mAh.g −1 , a Li 2 O 2 peak is present in both cathodes. A distinct Li 2 CO 3 peak is observed for PC-CNT but is negligible in the case of PF-CNT. At all the capacities, Li 2 O 2 peaks are present for both PC-and PF-CNT cathodes. However, the Li 2 CO 3 peak for PF-CNT cathodes gradually increases as the capacity increases. Low Li 2 CO 3 formation in the PF-CNT, as compared to PC-CNT results in increased battery performance [61] .
SEM proved the formation of Li 2 CO 3 dendrites on the cathode surface after cycling, as shown in Figure 7 . When the batteries were cycled between 2.0 and 4.0 V, there is a constant accumulation of lithium carbonate (Li 2 CO 3 ) arising from the reactions involving the electrode and electrolyte [62] , which results in electrode passivation and capacity fading in cells with carbon electrodes. Lithium carbonates are also produced as a result of the side-reaction of lithium peroxide with moisture and carbon dioxide from the atmosphere. It is difficult to be decomposed, and considerably deteriorated the cycling life [20, 63] . The large over-charge potential can induce the side-reaction of oxidation decomposition of the electrode and electrolyte during Li 2 O 2 oxidation, which results in the formation of Li 2 CO 3 [62] . The accumulation of Li 2 CO 3 in the electrode led to electrode passivation and capacity-fading on cycling. The PC-CNT cathode shown in Figure 7b presents platelet-shaped lithium peroxide (Li 2 O 2 ) covered by a thick conformal layer of lithium carbonates (Li 2 CO 3) , as shown in the FTIR measurements whereas the PF-CNTs showed nano-thin platelets of Li 2 O 2 canvasing the cathode (Figure 7a ). Since the Li 2 O 2 platelets yield high surface porosity, they do not block access to the CNTs which in turn enhances battery performance [10] . investigate the composition of the deposits that clog the pores of the cathodes, we performed FTIR on PC and PF-CNT cathodes after cycling for 15 and 45 cycles at fixed capacities of 1000 mAh.g −1 and 250 mAh.g −1 . The peak at around 590 cm −1 is attributed to Li2O2, and Li2CO3 produces a peak at 862 cm −1 [61] . From Figure 5 , it can be observed that the peaks of Li2CO3 are higher in the case of PC, rather than PF-CNTs. Better cycling was observed in PF-CNTs due to less undesirable products. The improvement in the cycling stability of PF-CNTs over the PC-CNTs was a result of the decrease in undesirable charge/discharge product formation, e.g., Li2CO3, caused by the encapsulation approach [10] . Figure 6 shows a comparison between PC-and PF-CNTs at capacities of 500, 1000, 1500, 5000, and 8000 mAh.g −1 . As observed from the figure, at 500 mAh.g −1 , a Li2O2 peak is present in both cathodes. A distinct Li2CO3 peak is observed for PC-CNT but is negligible in the case of PF-CNT. At all the capacities, Li2O2 peaks are present for both PC-and PF-CNT cathodes. However, the Li2CO3 peak for PF-CNT cathodes gradually increases as the capacity increases. Low Li2CO3 formation in the PF-CNT, as compared to PC-CNT results in increased battery performance [61] .
SEM proved the formation of Li2CO3 dendrites on the cathode surface after cycling, as shown in Figure 7 . When the batteries were cycled between 2.0 and 4.0 V, there is a constant accumulation of lithium carbonate (Li2CO3) arising from the reactions involving the electrode and electrolyte [62] , which results in electrode passivation and capacity fading in cells with carbon electrodes. Lithium carbonates are also produced as a result of the side-reaction of lithium peroxide with moisture and carbon dioxide from the atmosphere. It is difficult to be decomposed, and considerably deteriorated the cycling life [20, 63] . The large over-charge potential can induce the side-reaction of oxidation decomposition of the electrode and electrolyte during Li2O2 oxidation, which results in the formation of Li2CO3 [62] . The accumulation of Li2CO3 in the electrode led to electrode passivation and capacityfading on cycling. The PC-CNT cathode shown in Figure 7b presents platelet-shaped lithium peroxide (Li2O2) covered by a thick conformal layer of lithium carbonates (Li2CO3), as shown in the FTIR measurements whereas the PF-CNTs showed nano-thin platelets of Li2O2 canvasing the cathode (Figure 7a ). Since the Li2O2 platelets yield high surface porosity, they do not block access to the CNTs which in turn enhances battery performance [10] . 
